Unless otherwise mentioned, all materials and solvent are commercially obtained and used without further purification and all the experiment performed under ambient air. 1 
Experimental section

General procedure for the cyclopropanation reaction of indole
N-substituted indole 1 (0.2 mmol), aryldiazoacetate 2 (0.4 mmol) and anhydrous dichloromethane (1 ml) were added to a 15 ml oven-dried schlenk tube equipped with a stir bar in ambient air. Then the reaction was stirred under blue LEDs irradiation. After completion of the reaction, the mixture was purified with preparative TLC on silica gel.
Optimization of reaction
2.2.1 UV-vis absorbance spectra of 2a in DCM (0.2 mol/ml). 
Gram scale synthesis of product 3aa
N-pivaloylindole 1a (1 g, 5 mmol), phenyldiazoacetate 2a (1.8 g, 10 mmol) were added to anhydrous dichloromethane (25 ml) in ambient air. Then the mixture was stirred under 9 w blue LEDs irradiation for 24 h. After completion of the reaction, concentrated under vacuum and the residue was purified by flash chromatography (petroleum ether/ethyl acetate = 20:1) to afford 3aa as white solid in 88% yield.
Procedure for the synthesis of product 5a
To a mixture of 3aa (69.9 mg, 0.2 mmol) in EtOH (2 mL) was added aqueous s-KOH solution (1 mL) at ambient air. The reaction mixture was stirred for 20 h at 100 °C. Then the mixture cooled to 0 °C. The reaction mixture was neutralized with 2 M HCl and extracted with DCM. The organic layer was dried over Na 2 SO 4 and concentrated in vacuo. The resulting residue was purified by preparative TLC on silica gel with dichloromethane/ethyl acetate (5:1) as an eluent and product 5a was obtained as brown solid in 65% yield.
3. X-ray structure of 3aa 
